. Accurate mass measurements of monoisotopic ions detected in the ESI(+) mass spectrum of (Et, OEt)-PDMS in a methanolic solution of ammonium acetate (3 mM) ( Figure 1A Figure S2 . ESI(-) mass spectra of methanolyzed (Et, OEt)-PDMS after a 15 minute ex situ reaction, electrosprayed using a methanolic solution of (A) formic acid and (B) ammonium acetate and recorded after 3 min. Note the variation in terms of absolute abundance while varying the adducted anion, with all other things being equal.
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thierry.fouquet@aist.go.jp sato-hiroaki@aist.go.jp Table S3 . Accurate mass measurements of monoisotopic ions detected in the ESI(-) mass spectrum of (Et,OEt)-PDMS in a methanolic solution of formic acid (0.1 mM) ( Figure 1B) . * refers to 13 C peak, used for accurate mass measurement for sake of ion intensity. Page 7 of 10 - Figure S3 . ESI(-) mass spectra of methanolyzed (Et, OEt)-PDMS after a 15 minute electrosprayed using a methanolic solution of formic acid and recorded after 0 min, (A), 8 min (B) and 15 min (C).
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) mass spectra of methanolyzed 15 minute ex situ reaction, electrosprayed using a methanolic solution of formic acid and recorded after 0 min, (A), 8 min Table S6 . Accurate mass measurements of monoisotopic product ions formed upon CAD of (Et,OH)-PDMS 5 formate adduct at m/z 461.1 (Figure 3A) , (Et,OH)-PDMS 10 formate adduct at m/z 831.2 ( Figure 3B) and acetate adduct at m/z 845.2 ( Figure 3C) Table S7 . Accurate mass measurements of monoisotopic product ions formed upon CAD of (Me,OH)-PDMS 10 formate adduct at m/z 817.2 ( Figure S6a) and acetate adduct at m/z 831.2 ( Figure S6b) Figure S6 . ESI(-)-CAD mass spectra of the asymmetric (Me, OH)-PDMS 10-mer adducted with (A) formate anion at m/z 817 and (B) acetate anion at m/z 831, recorded at a collision energy of 0.35 eV (center-of-mass frame). Generic structures of a i -and l i product ions are depicted in insets of (A) and (B), respectively. Note the acetate adduction dramatically promotes the production of a i -ions through the abstraction of the acidic hydrogen owing to its higher gas phase
